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AcONH,/AcOH
As shown in Table I , the yields of 2 are substantially improved and almost quantitative. Preparation procedures are very easy. In order to extend the synthetic utility of 2, the reactions of 2 with * Reprint requests to Dr. S. Kato. 0340-5087/82/0600-0736/S 01.00/0 excess of ammonium acetate have been attempted according to the conditions, described by Dubs and Stuessi [5J. The results are summarized in Table II . The expected 1,3-thiazoles (3) , indeed, can be obtained although the low yields. It is noted that the similar treatment of phenacyl dithioisobutyrate (2e) was led to only 2,2-isopropylidene-4-phenyl-1,3-dithiolene (4) in appreciable yield, formed by the hydrogen abstraction of a-position to the thiocarbonyl group. The structures of 2, 3, and 4 obtained here were established by IR, UV, Visible, X H NMR, and Mass spectral data and elemental analysis.
Experimental
Melting points were determined using a Yanagimoto micro melting point apparatus and are uncorrected. The IR spectra were measured on a JASCO grating IR spectrophotometer IR-G. The UV and Visible spectra were obtained from a Hitachi 124 spectrophotometer. The X H NMR spectra were recorded on a Hitachi R-24 (60 MHz) with tetramethylsilane as an internal standard. The mass spectra were taken on the Hitachi RMU-6M high resolution mass spectrometer. Elemental analyses were performed by the Elemental Analyses Centers of Kyoto and Nagoya Universities, or Wako Junyaku Co.
Materials
Piperidiniumfl], caecium [2] and sodium dithiocarboxylates [5] were prepared according to the literatures. Phenacyl and 4-bromophenacyl bromides were reagent grade of Wako Junyaku Co.
Typical procedures for the preparation of the aliphatic and aromatic a-(thioacylthio)ketones (2) , and 1,3-thiazoles (3) are described below. Caesium dithioacetate (0.54 g, 2.4 mmol) and 4-bromophenacyl bromide (0.67 g, 2.4 mmol) were stirred in dichloromethane (20 ml) at room temperature for 1 h. After washing of the reaction mixture with water, the dichloromethane layer was dried over anhydrous sodium sulfate. Evaporation of the solvent under the reduced pressure and recrystallization of the resulting residue from nhexane gave 0.64 g (92%) of 2a.
a-(4-Methoxythiobenzoylthio)-acetophenone
(2s) Caesium dithio-4-methoxybenzoate (0.74 g, 2.3 mmol) and phenacyl bromide (0.5 g, 2.5 mmol) were stirred in dichloromethane (20 ml) at room temperature for 1 h. The reaction mixture was washed with water (ca. 100 ml) and the solvent was evaporated under the reduced pressure. The resulting residue was recrvstallized from methanol below -30 °C to give 0.70" g (95%) of 2s.
2-(4-Methylphen ijl)-4-phenyl-l,3-thiazole (3 e)
a-(4-Meth3'lthiobenzoylthio)acetophenone (2 ill) (0.34 g, 2 mmol) and ammonium acetate (6 mmol) were refluxed in gracial acetic acid (10 ml) for 5 h (10 min for the aliphatic derivatives). The reaction mixture was neutralized with an aqueous 10% solution of sodium hydroxide and then was extracted with w-hexane (20 ml). The w-hexane layer was washed with water and dried over anhydrous sodium sulfate. Evaporation of the solvent and then recrystallization of the resulting residue from methanol gave 0.24 g (26%) of 3e.
